General Procedures. All experiments and manipulations were carried out under dry oxygen-free atmosphere using standard Schlenk techniques or in an MBraun inert atmosphere dry box containing an atmosphere of purified nitrogen. Solvents were dried using an M Braun purification system and stored over 3 Å molecular sieves. Ethylenebis(triphenylphosphine) platinum(0) (Aldrich) and nonacarbonyl diiron (ABCR, 99%) were used as received. Iron pentacarbonyl (Acros Organics) was condensed and hexacarbonyltungsten (Merck, 98%) was sublimed prior to use. Phosphinosilylene 1 was prepared according to the literature. 1 The deuterated solvents were degassed by freeze-pump-thaw technique and stored over 3 Å molecular sieves. The 1 H, 13 C{ 1 H}, 29 Si{ 1 H}, 31 P{ 1 H}, 31 P, 195 Pt{ 1 H} spectra were recorded on Bruker Avance II 200 MHz, 400 MHz and Bruker Avance III 500 MHz Spectrometers. 1 H chemical shifts were referenced to the residual protons of C 6 D 6 at 7.15 ppm. 13 C{ 1 H} chemical shifts were referenced to the carbon atoms of C 6 D 6 at 128.00 ppm and 22.50 ppm for the carbons in thf-d 8 . The 29 Si{ 1 H} NMR spectra were referenced to tetramethylsilane as an external standard, 31 P{ 1 H} and 31 P spectra were externally calibrated with H 3 PO 4 in sealed capillaries and the 195 Pt{ 1 H} NMR spectrum was calibrated to K 2 [PtCl 4 ] as an external standard. Melting points were determined from vacuum sealed capillaries on an electronic "Melting point tester" device from BSGT company and are uncorrected. For this purpose samples were sealed off in capillaries under vacuum and heated slowly to observed decomposition or melting. High resolution mass spectra were recorded on an Orbitrap LTQ XL of Thermo Scientific mass spectrometer. Elemental analysis was conducted on a Thermo Finnigan Flash EA 1112 series. IR spectra were recorded on a PerkinElmer Spectrum 100 FTIR.
Preparation of [LSi{Fe(CO) 4 }P(TMS)
], 2. Fe(CO) 5 (0.27 mL, 2.00 mmol) was added dropwise to a solution of freshly prepared 1 (854 mg, 1.96 mmol) in thf (20 mL) at -40 °C. The reaction mixture was stirred for 16 h at r.t. Volatiles were removed under vacuum. The residue was washed with pentane (4 + 4 + 2 mL) at -30 °C and dried in high vacuum to give analytically pure 2 (929 mg, 78%). Mp. 141-142 °C. 1 
Preparation of [LSi{Fe(CO) 4 }PH 2 ], 3.
A solution of H 2 O in thf (1.53 mL, 1.53 mmol) was added dropwise to a solution of 2 (929 mg, 1.53 mmol) in thf (10 mL) at r.t. After being stirred for 2 days, volatiles were removed under vacuum to yield pure 3 (685 mg, 97%). Single crystals suitable for X-ray crystallography can be obtained from diethylether at -28 °C in 69% yield. Mp. 163-164 °C. 1 H NMR (500.13 MHz, C 6 D 6 , 298 K): δ = 1.03 (s, 18 H, tBu), 2.50 (d, 1 J P-H = 188 Hz, 2 H, PH 2 ), 6.65 (m, 1 H, Ph), 6.78 (m, 2 H, Ph), 6.89 (m, 1 H, Ph) ppm. 13 
Preparation of [LSi{Fe(CO) 4 }PH 2 {W(CO) 5 }], 4.
A solution of W(CO) 6 (83 mg, 0.24) in thf (4mL) was treated for 2h with UV light (320-400 nm, 500 W). The in situ formed W(CO) 5 ·thf solution is then added to a solution of 3 (83 mg, 0.18 mmol) at r.t. After being stirred for 2 hours, volatiles were removed under vacuum. The product was extracted with pentane (8.0 mL) and the amount of solvent is reduced under vacuum. The solid obtained at -28 °C is washed at low temperature with pentane (1 mL). After drying under vacuum, as much W(CO) 6 as possible was removed by sublimation. However, the resulting solid (85 mg, would have been 60%, if pure) still contained some tungsten carbonyl containing impurities as observed by 13 C NMR spectroscopy. 1 Preparation of [LSi{Fe(CO) 4 }PH 2 {Fe(CO) 4 }], 5. Thf (10 mL) was added to a flask with 3 (98 mg, 0.21 mmol) and Fe 2 (CO) 9 (80 mg, 0.22 mmol) at -50 °C. The reaction mixture was allowed to get to room temperature S4 as the cold bath did as it was stirred for 16 h. Volatiles were removed under vacuum. The product was extracted with hexane (8 mL) and the resulting solution was concentrated to approximately 1 mL. At -28 °C 5 was obtained as a beige colored solid (70 mg, 52%). Mp. 111 °C. 1 H NMR (400.13 MHz, C 6 D 6 , 298 K): δ = 1.02 (s, 18 H, tBu), 3.90 (d, 1 J P-H = 321 Hz, 2 H, PH 2 ), 6.7-6.9 (m, 3 H, ArH), 7.3-7.4 (m, 2 H, Ar-H) ppm. 13 Preparation of [LSi{Fe(CO) 4 }PH{PtH(PPh 3 ) 2 }], 6. Toluene (15 mL) was added to LSi{Fe(CO) 4 }PH 2 , 3 (152 mg, 0.33 mmol) and (C 2 H 4 )Pt(PPh 3 ) 2 (248 mg, 0.33 mmol) at -30 °C and the reaction mixture is stirred for 1 h at low temperature. When precipitation is observed and completed, the over standing solution is removed and the solid is washed with toluene (2 x 4 mL) at -50 °C. The dried solid (316 mg) is dissolved in thf (2 mL) and crystalline 6 (233 mg, 60%) is obtained at -28 °C. Mp. 146 °C (decomposition). 1 
Description of the cyclic voltammograms.
The electrochemical behavior of 3 and 6 was studied by cyclic voltammetry to further elucidate the influence of a different transition metal to the electronic properties. Compound 3 exhibits an irreversible oxidation at 0.47 V. No reduction was observed up to -2.5 V without prior oxidation ( Figure 37 ). However, subsequent to oxidation, a reduction event at -2.27 V took place that must be based on the follow up products from the oxidation of 3 ( Figure S36 ). In the cyclic voltammograms of 6, a similar oxidation wave with a reduction wave only after the oxidation were observed at 0.44 V and -2.18 V ( Figure S38 and Figure S39 ). In addition to those, an irreversible oxidation at -0.08 V was observed. When the oxidation of 6 was stopped after the first oxidation event, this oxidation remained irreversible, but a new reduction event was observed at -1.70 V ( Figure S40 ). While a complete understanding of the oxidation products and their fate would be interesting also considering that to the best of our knowledge nothing is known about the redox chemistry of silylene complexes, it is beyond the scope of this publication. However, the following conclusions can be drawn from the cyclic voltammetry data: The irreversible oxidation at 0.47 V is barely influenced by the presence of platinum, but one additional irreversible oxidation is observed. Figure S37 . Molecular structure of compound 3. Thermal ellipsoids are drawn at 40% probability level.
Hydrogen atoms except for H1 and H2 are omitted for clarity. Selected bond length (Å) and angles (°) in 3: Si1 P1 2.2551(9), Fe1 Si1 2.2412(7), Si1 N1 1.8355(19), Si1 N2 1.8291(19), Fe1 Si1 P1 119.97(3), N1 Si1 P1 105.20(7), N2 Si1 P1 107.35(7), N1 Si1 Fe1 121.93(7), N2 Si1 Fe1 120.75(6). Figure S39 . Molecular structure of compound 6. Thermal ellipsoids are drawn at 40% probability level. Hydrogen atoms except for H1 and H2 and two molecules of thf are omitted for clarity. Selected bond length (Å) and angles (°) in 6: Si1 P1 2.2176(11), Fe1 Si1 2.2917(9), Pt1 P1 2.3341(7), Pt1 P2 2.2854(8), Pt1 P3 2.3301(7), Si1 N1 1.843(3), Si1 N2 1.846(3), P2 Pt1 P1 164.20(3), P3 Pt1 P1 92.37(3), P2 Pt1 P3 102.05(3), C16 Fe1 Si1 174.95(11), N1 Si1 N2 71.17(12), P1 Si1 Fe1 118.76(4), Si1 P1 Pt1 113.70(4). 
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